General information
All commercially available reagent grade chemicals were purchased from Aldrich, Acros, Alfa Aesar and Beijing Ouhe Chemical Company and used as received without further purification unless otherwise stated. All solvents were dried according to standard procedures. The following abbreviations are used to indicate the multiplicity: singlet (s), doublet (d), triplet (t), quartet (q), doublet of doublets (dd), doublet of triplets (dt), and multiplet (m).
All first order splitting patterns were assigned on the basis of the appearance of the multiplet. Splitting patterns that could not be easily interpreted were designated as multiplet (m). Mass analyses and HRMS were obtained on a Finnigan-LCQDECA mass spectrometer and a Bruker Daltonics Bio-TOF-Q mass spectrometer by the ESI method, respectively. Column chromatography was performed on silica gel (200-300 mesh).
There is 3.0 cm distance between the reactor and LEDs.
2. General procedure for visible-light-induced difunctionalization of olefins leading to α-thiocyanato ketones.
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To a solution of NH4SCN 2 (0.4 mmol), TEMPO (0.4 mmol), and Na2-EosinY (0.004 mmol, 2 mol %) in CH3CN 5 mL was added styrene 1a (0.2 mmol). The reaction mixture was stirred under the irradiation of 3W blue LEDs in oxygen atmosphere at room temperature for 5h. After completion of the reaction, the solution was concentrated in vacuum, no desired product 4a was detected.
The addition of BHT in the model reaction system.
To a solution of NH4SCN 2 (0.4 mmol), BHT (0.4 mmol), and Na2-EosinY (0.004 mmol, 2 mol %) in CH3CN 5 mL was added styrene 1a (0.2 mmol). The reaction mixture was stirred under the irradiation of 3W blue LEDs in oxygen atmosphere at room temperature for 5h. After completion of the reaction, the solution was concentrated in vacuum, only a trace amount of desired product 4a was detected. 7, 141.6, 132.3, 129.8, 129.6, 111.6, 42.7 7, 135.7, 135.4, 134.8, 130.5, 128.5, 126.5, 111.4, 42.6 190.8, 136.2, 132.3, 131.3, 130.8, 129.8, 129.6, 129.2, 128.0, 127.5, 123.3, 112.0, 43 
